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(3 × 75 mL). The organic layer was dried over MgSO 4 and rotary evaporated to afford 1-imidazolecarboxylate of 10-undecen-1-ol (3.02 g, 11.4 mmol, 85.3 % yield) as a colourless oil. A.3. Synthesis of 4-nitrobenzyl alcohol. 3 According to a modified procedure from the literature, 4-aminobenzyl alcohol (1.0 g, 8.12 mmol) was dissolved in 100 mL of Homopolymers of (E)-(diazene-1,2-diylbis(4,1-phenylene))bis(methylene) di(undec-10-en-1-yl) bis(carbonate) (M1 in Scheme 1) were synthesized by ADMET in o-chlorobenzene as solvent. The procedure illustrated here corresponds to the entry 1 in Table S1 . 255 mg Subsequently, the mixture was concentrated and precipitated in ice-cold methanol. The precipitate was collected by filtration, washed with ice-cold MeOH, and dried at ambient temperature. 190 mg of polymer was isolated (75% yield). M n,SEC = 24.9 kDa, ᴆ = 2.00. Amphiphilic blockpolymers of (E)-(diazene-1,2-diylbis(4,1-phenylene))bis(methylene) di(undec-10-en-1-yl) bis(carbonate) (M1 in Scheme 1) by ADMET polymerization. A typical procedure is described below. This particular example corresponds to Entry 2 in Table S1 . After stirring at reflux for a specified time (as mentioned in the Main Text), the product mixture was poured into ice and extracted with Et 2 O (3 × 100 mL). The combined extracts were dried (MgSO 4 ) and filtered. Subsequently, the solvent was removed under reduced pressure to give a residue, which was analysed further without any purification. In the case of the amphiphilic triblock copolymers synthesized with PEG methyl ether acrylate as chain stopper (polymers P2-P5 in Table S1 as well as Fig. 3 
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All theoretical and experimental molecular weights for the amphiphilic polymers collated in Table S1 were calculated using the following equation ( 1 H NMR traces for ADMET polymer P1 (a, presented in Table S1 , entry 1) and resulting mixture after treatment of P1 with enzyme for 12 h -P1` (b), respectively. Refer to Table S1 , entry 1) and resulting mixture after treatment of P1 with enzyme for 12 h -P1` (red line), respectively. The SEC traces were measured in THF at 30 °C. Table S1 , entry 1) and resulting mixture after treatment of P1 with enzyme for 11 days -P1`` (blue line), respectively. The SEC traces were measured in THF at 30 °C.
Fig. S7. A)
Synthesis of the amphiphilic ABA triblock copolymers in a one-step, one-pot procedure using the selectivity of olefin cross-metathesis between acrylates and terminal olefins. This particular example corresponds to Entry 4 in Table S1 . Copolymer synthesized in the presence of 10 mol% chain stopper, a monofunctional PEG methyl ether acrylate (average M n = 480 Da). B) The plausible cleavage of azobenzene linkages in the amphiphilic triblock copolymer upon enzymatic action and subsequent 1,6-self elimination to smaller molecular weight species F1-F4. Table S1 , entry 4) and resulting mixture after treatment with enzyme for 24 and 36 h, respectively, isolated polymer mixtures P4`` (red line) and P4``` (black line). The SEC traces were measured in THF at 30 °C. (Table S1 ). Refer to Table S1 , entry 4 and resulting mixture after the control reaction for P4 performed in water without any reducing agent (chemical or enzymatic) for a period of 24 h (green line), respectively. The SEC traces were measured in THF at 30 °C.
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